Unsaturation at the bridge part of cyclophanes 1 is a challenging subject in cyclophane chemistry.
The cyclophane 4 was obtained as stable, dark green crystals with a relatively high melting point. In the 1 H NMR spectrum of 4 in CDCl 3 , the ethenyl protons in the dimethylhexatrienyl bridge appear at 6.62 (Ha in Fig. 1 
3.
14 The distance of the olefinic Ha proton and the nearest benzene carbon atom is 2.51 Å, evidence of the CH-π interaction between them. It should be noted that the azulene ring of 8 shows out-of-plane deformation along the short azulene molecular axis. We recently reported such a deformation in 1,3-diarylazulenes, 10 and 11. 15 Twisted angles 16 for C1-C3 of 8 are greater than those of 10 and 11 ( Table 1 ), indicating that 8 has the greatest deformation so far. Fig. 3 and Chart 2.
b Taken from ref 15 (b) In summary, we constructed the fully unsaturated [10[paracyclophane framework of 3 annulated by two azulene rings by four steps from the commercially available compound. The crystal structure of 4 suggests that the benzene ring has a shallow boat form and also provides evidence of a CH-π interaction. In addition, it was found that the crystal structure of the synthetic intermediate 8 showed another example of the azulene ring distortion along its short azulene molecular axis with large twisted angles.
9.
The monoazuleno product was obtained as a major product in 30% yield. So far the best yield of 4 is 10% despite several efforts for improving the yield under various conditions. 13 C NMR (CDCl 3 ) δ = 166. 3, 152.1, 141.7, 139.6, 139.3, 139.2, 137.7, 134.7, 132.4, 131.1, 128.4, 128.3, 126.6, 126.4, 116.5, 115.9, 50.8, 14.6 ppm; IR (KBr) 198.3, 166.0, 154.0, 143.1, 141.0, 140.1, 138.4, 136.7, 136.3, 136.2, 129.9, 129.1, 128.9, 128.0, 122.4, 117.5, 51.2, 27.6 ppm; IR (KBr) ν max  = 1688s, 1650s, 1219s cm 142.7, 142.1, 138.3, 137.5, 137.3, 137.2, 129.3, 127.8, 127.0, 114.6, 51 .0 ppm; IR (KBr) 
